Abstract-The solvent dependence of the 'exciplex' emission frequency is compared for two electron Donor-Acceptor pairs that are either separate molecular entities, bridged by a flexible trimethylene chain or by a (semi)rigid piperidine ring. It is concluded that in solvents of intermediate and high polarity the emissive state has a structure involving a rather large DA separation in all cases. For the rigidly bridged systems this structure is dictated by the chair conformation of the piperidine ring, for the flexibly bridged systems it implies that in the emissive state the trimethylene chain adopts a (partly) extended conformation and for the non-bridged systems this 'exciplex' structure appears closer to that of a solvent separated ion pair (SSIP) than that of a contact ion pair (CIP). In nonpolar media the exciplex s m c~e for flexibly bridged and non-bridged systems appears to involve a much smaller DA distance, compatible with a folded structure or a CIP. Under these conditions the rigidly bridged systems either show no exciplex emission at all ( in case the charge separated state is thermodynamically inaccessible) or at much higher energies than the flexibly and non-bridged systems. Temperature dependent studies suggest that for flexibly linked systems containing sufficiently strong DA pairs the folded exciplex observed in nonpolar media is formed via a 'harpooning' mechanism involving long-range charge separation followed by electrostatically driven folding.
INTRODUCTION
While the discovery of excited state complexes (exciplexes) has been initiated by that (ref. 1) of excimers, in which two identical molecules are ipvolved, it soon became evident (ref. 2 ) that this is a more general phenomenon. Especially many examples have since been reported of exciplex formation between a molecule with electron donor (D) and a molecule with electron acceptor (A) properties. For such exciplexes it has been conclusively shown (ref.
3) that their electronic structure can be described by taking into account a large contribution of a configuration in which one electron has been transferred from D to A. In this respect such polar exciplexes thus are closely related to the state reached by excitation of chargetransfer complexes and are in general thought of as contact radical ion pairs (CRIP). While the radical ion pair nature of polar exciplexes has been confirmed extensively via e.g. transient absorption spectroscopy, the distance and relative orientation of the radical ions in the emissive exciplex and especially the eventual solvent dependence of these structural parameters became a topic of early discussion (ref. 43). The basic source of the uncertainty about the structure of polar exciplexes is the fact that for those involving powerful D and A species and/or submerged in polar media the energy of the ion pair can be below that of the locally excited states of both D and A irrespective of the DA distance. This contrasts with excimers where the excimer state can only be lowered sufficiently with respect to the first locally excited state to make it the emissive state if extensive electronic interaction (overlap) between the components occurs, thus dictating a close contact structure. Especially Mataga et al. have provided evidence for an increase with solvent polarity of the average DA distance in the emissive state of polar exciplexes. This evidence relates partly to intermolecular exciplexes (ref. 6 ) but especially to intramolecular exciplexes formed in systems D-(CH2)n-A, where D and A are linked by a flexible polymethylene bridge (ref. 7-1 1) . In a number of the latter systems the exciplex geometry was concluded to change from 'compact' in nonpolar to 'loose' in polar media, tought to correspond to a fully folded and a more or less extended conformation of the polymethylene chain interconnecting D and A. Studies by us and by others have provided a plethora of D-bridge-A systems in which the bridge is a 
RESULTS AND DISCUSSION
In Fig. 3 From Fig. 3 it is evident that in cme 1 the CIP is the only species that can be considered as the source of exciplex emission. Also in case 3 the CIP is the most likely source of such emission unless measures are taken to allow the SSIP to form in high yield via long range electron transfer and to stabilize it against rapid, electrostatically driven, collaps to the CIP. One of the most efficient methods to do so is to connect strong D and A groups to the ends of a rigid molecular bridge that maintains a separation comparable to that found in an SSIP such as is the case in the molecules depicted in Fig. 1 and also in S2. As discussed in the introduction, however, the kinetic interrelation of CIP and SSIP species formed after photoexcitation of DA pairs (either unlinked or linked by polymethylene chains) in polar solvents (i.e. under cme 2 conditions) as well as the nature of the emissive species responsible for the 'exciplex' fluorescence emerging, have been a topic of considerable discussion. The most important aspect of this discussion is whether the electronic and/or geometrical structure of the emissive species could change significantly in response to solvent polarity. We now address this question by comparing the 'exciplex' emission and its solvent dependence for the systems depicted in Fig. 2 .. Table 1 compiles the position of the 'exciplex' emission maxima ('Uct) measured at mom temperature, while in Figs. 4 and 5 we plot these for series W and S as a function of the solvent polarity par eter Af defined by the solvent dielectric constant (E) and refractive index (n) 
(1)
Solvent dependence of exciplex emission for WO, W1 and W2
As evident from Fig. 4 , eqn (1) fails to apply over the full range of polarity studied for both WO and W1, whereas for W2 it can only be tested for Af 2 0.237 since W2 does not display exciplex emission in solvents of lower polarity. The latter can readily be rationalized if we assume that in W2 the distance between D and A is so large that in nonpolar solvents the charge separated state is located above the locally excited state. In terms of the classification given in Fig. 3 this implies that the charge separated state of W2 behaves like an SSIP for which lowering of the solvent polarity leads to a change from a case 2 to a case 1 situation. That the linear correlation predicted by eqn (1) fails for both WO and W1 is not without precedent. More or less strong curvature of such plots, invariably with a decrease in slope towards lower solvent polarity, has been noted before especially for flexibly linked systems (ref. 7, 21) , It has generally been agreed that such curvature stems from a decrease of the dipole moment of the emissive state in nonpolar solvents. Although it has been suggested (ref. 7) that this could be a result of a decreased DA separation (i.e. a changeover from a 'loose' structure in polar solvents to a 'compact' structure in nonpolar media) it has most generally been attributed but to an increased admixture of locally excited states as the energy gap between these and the charge separated state decreases upon lowering of the solvent polarity. While the latter explanation does not require the occurrence of any major change of the exciplex geometry with solvent polarity, we note that in the polar regime the exciplex emission shown by WO and W1 is in fact rather close in frequency to that of W2, which has an extended smcture involving a large DA distance.
Solvent dependence of exciplex emission for SO, S1 and S2
At first sight the most striking difference with the W series is probably that, in contrast to W2, S2 displays exciplex emission also in nonpolar media. Furthermore application of eqn (1) to the exciplex emission of S2 leads to a satisfactory linear orrelation over the complete polarity range. From the slope of the least of 29 Debye is calculated. This implies an effective charge separation distance of -6 , compatible with the extended structure of S2 in the ground state being retained in the emissive 'exciplex'. Even more remarkable perhaps is that, if we neglect the low polarity region, the position of the exciplex emission and especially its solvent dependence for SO and S1 are quite similar to those for S2. This similarity seems even more pronounced than in the case of the W series. We feel that this can only imply that in more polar media also for SO and S1 the exciplex emission observed stems largely or even exclusively from a dipolar state with a very large DA separation comparable to that in S2. For S1 this requires a partly or perhaps even fully extended conformation of the trimethylene bridge and for SO it is more compatible with an SSIP than with a CIP structure.
While-the exciplex emission frequency of S2 correlates linearly with Af over the whole polarity region, implying a solvent independent value of p for this semirigidly bridged system, the dipole moment of the emissive state appears to diminish considerably for both SO and S1 in nonpolar media analogous to what was found for WO and W1 (see above). As we discussed there, a smaller dipole moment can either arise from a reduction in DA distance or from a decreased degree of charge separation due to the admixture of locally excited states. The effect of the latter, however, is expected to be strongly reduced in the S series as compared to the W series since the energy of the charge separated state in S is lowered by about 0.6 eV with respect to that in the W, while the energy of the lowest locally excited state is only marginally affec- Figs. 4 and 5 ) we now conclude that it must be mainly due to a change in the effective DA distance. Thus, while the 'exciplex' emission shown by S1 and SO (as well as by WO and W1) stems from an extended or SSIP-like structure in the polar regime, this changes over to a more folded or CIP-like structure in the nonpolar regime. The change of structure appears to occur over a rather narrowly defined polarity region, judging from the fact that the Af/uct dependence for SO and S1 (as well as for WO and Wl) can be fit quite well in terms of two discrete linear regions (see Figs. 4 and 5) . In this context it is important to note that the change-over between these two regions occurs at the same polarity for the W and the S series and close to where an inversion is predicted (ref. 19) between the energies of the CIP and the SSIP. A caveat regarding the comparison of uCt values in polar media is in place here, because, as has been pointed out before (ref. 9, 1 l) , in such media the sensitivity of this parameter towards changes in DA distance tends to become rather small. This is especially so for SSIP like structures, for which eqn (1) cannot be expected to be adequate.
Temperature dependence of the exciplex emission for W1 and S1 in nonpolar media
Figs. 6 and 7 show the influence of lowering the temperature on the emissive behaviour of W1 and S1 in methylcyclohexane. For W1 the exciplex emission disappears upon cooling and at the same time emission typical for the locally excited state of either D or A develops in the-330 nm region. This behaviour is common for flexibly linked bichromophores incorporating rather weak DA pairs as well as for intramolecular excimers and is readily rationalized in terms of a care I (see Fig. 3 ) situation. Thus, assuming that the most stable ground state conformation is an extended one with a DA separation similar to that in an SSP, it is evident that restriction of the thermal mobility of the trimethylene chain by cooling will effectively prohibit formation of a charge separated state.
The behaviour of S1 is quite different. While cooling abolishes the exciplex emission in the 450 nm region, atmbuted to an exciplex with close DA contact similar to that found in a CIP, no emission typical for the locally excited state of either D or A (ca. 337 nm) arises. Instead a new , slightly structured, emission appears around 370 nm, which is close to the position of the emission shown by S2 in nonpolar media (see Table 1 ) at room temperature and attributed to a charge separated state with a large DA distance similar to that found in an SSIP. This implies not only that the level ordering in S1 corresponds to case 3 (see Fig. 3) but also that the formation of the CIP type exciplex emitting at 450 nm in nonpolar media is probably preceded by formation of an SSIP type structure, as recently confirmed by time resolved measurements (ref.
24).
In polar media the latter is also responsible for the 'exciplex' emission observed at mom temperature, but in nonpolar media the electrostatic attraction rapidly transforms it to the CIP at room temperature. We have shown before (ref. 22, 23, 25, 26 ) that in the gasphase and in nonpolar media this 'harpooning' mechanism is a viable route towards formation of close contact intramolecular exciplexes in D-bridge-A systems involving other semiflexible bridges and a sufficiently strong DA pair, and the present results for S1 prove Wave 1 e n g t h I n m l Wavelength I n m l function of temperature (excitation at 300 nrn).
that this is also true for simple polymethylene bridges. The interesting observation that the emission of the extended exciplex of S1 in nonpolar media at low temperature shows a slight structure (see Fig. 7 ), possibly indicative for admixture of locally excited state character, deserves further investigation.
Concluding remarks
The present results on series S and W extend our preliminary report (ref. 27) on W1 and W2 and appear to substantiate long standing proposals (46-1 1) that the structure of emissive polar exciplexes formed between separate or flexibly bridged D and A species may change considerably in response to solvent polarity, from a contact ion-pair (CIP)-type structure in nonpolar to a more solvent separated ion pair (SSIp)-type structure in polar media. Furthermore the CIP-like intramolecular exciplex formed in nonpolar media by a flexibly linked D-(CH2)3-A system incorporating a strong DA pair (Sl) appears to have an extended SSIP-like precursor.
